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RESEARCH OF PHYSICOCHEMICAL PROPERTIES
OF THE DMSO-Cu(NOs),'3H,O SYSTEM

Abstract. Physicochemical properties of the DMSO-Cu(NO;),-3H,O system are studied in the concentration
range of 0,01-2 M at 298 K. The refraction index of a solution of copper(Il) nitrate in dimethylsulfoxide (DMSO) is
measured at 288-318 K. The excess and partial molar volumes of the solvent and dissolved substance are calculated
analytically. In work it is demonstrated the good solubility of copper(Il) nitrate trihydrate in DMSO at 288-318 K. In
diluted solutions, the copper salt is completely ionized. Ton salvation results in the decomposition of the DMSO
eigenstructure. Hydrogen bonding between (CH3),SO molecules and the HyO molecules in the crystallohydrate
results in the formation of heteromolecular associates, the number and importance of which in the rearrangement of
the liquid phase structure increase as the concentration of the solution grows. The properties of low concentration
(<0.,4 M) solutions are defined mainly by the properties of DMSO.
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Introduction. Dimethylsulfoxide (DMSO) molecules are cationotropic, they form quite strong
complexes with copper(Il) ions that have coordination numbers from 2 to 4. There are data on the
formation of stable [(CH;),SO-NOs]| complexes in the presence of water when the nitrogen atom is linked
directly with the sulfur atom, although the possibility of such bonding was denied in [1]. The existence of
Cu(NQO;), mDMSO complexes where m is 2—4 was mentioned in [2].

In this work, we studied the changes in density, viscosity, and refraction index as a function of the
concentration of a dissolved substance at 298 K. The refraction index of the DMSO-Cu(NOs), 3H,0
system was measured over the wide temperature range of 288-318 K.

Experimental

Copper nitrate crystallohydrate was synthesized according to the procedure described in [3] and
recrystallized from water. DMSO was distilled in vacuum (np=1,4816, p,=1,0764 rcw’).The refraction
indices of the investigated solutions were measured using an URL model 1 multipurpose laboratory
refractometer (accuracy, 5-107), the density was determined by pycnometry with an accuracy of 0.5
kg/m’, and the viscosity was determined using a capillary viscometer with a capillary diameter of 0,59
mm. All measurements were performed at constant temperatures maintained using a UTU-4 multipurpose
thermostat with an accuracy of 0,5°C. The content of water in the crystallohydrate rose as the
concentration of salt in the DMSO-copper nitrate system grew, and the system was in fact DMSO-
Cu(NO;),; H,0. The presence of small amounts of water (~10 mol %) had no appreciable effect on the
physicochemical parameters of dimethylsulfoxide solutions [4] while considerably facilitating the
solubility of the salt.

The refraction index and density of a solution of Cu(NOs),-3H,O in DMSO increase as the salt
content therein rises (Fig. 1). The isotherms of dependences of the refraction index on the copper(Il)
nitrate concentration in DMSO are expressed as a broken line (curves 1-5) described by the equation,
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n=n,+b-1gC, (D

where n is the standard refraction index of a solution obtained by extrapolating » and loge with a straight
line to ¢ = 1 M, and 4 is the slope of the line.

The ny and b values (Table 1) were obtained by the least squares processing of the experimental data
on a computer. The correlation coefficient for the values determined is in all cases at least 0,95, and the
confidence level is 95%.

The relative refraction index—temperature coefficient,

E, =(01gn,/éT), =-2.70-10*K ", )

determined from the data from Table 1, lies low in the temperature range of 288-308 K and is close
to the En of pure DMSO (-2,62 x 10 K™). The refraction temperature coefficients of solutions increase
in absolute magnitude in the high temperature range (308-318 K) up to —3,6 x 10* K", due obviously to
the decomposition of DMSO cigenstructuring. The ionized state of cupric nitrate in solution and the
predominant effect of DMSO itself on the optical properties of the system is likely responsible for the
slight slope of the #, logc isotherm (b = 0,0068) in the low-concentration range (to 0,4 M).
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Figure 1 - Refraction index (/-5) and density (6) of solutions of Cu(NOs),-3H,0O in DMSO as a function
of the copper salt concentration at (1) 288, (2) 293, (3, 6) 298, (4) 308, and (5) 318 K.

Table 1 - ngand b constants of Eq. (1) at different temperatures.
In the ranges of Cu(NO3),-3H,0 concentration (0,01 -4 and 0.4 - 2.8 M)

T & 1, | b10° 1, | b10°
% 0,01-4M 04-2,8M

288 1,4948 7,176 1,5031 25,304

293 1,4915 6,176 1,5012 24,862

298 1,4902 6,375 1,4997 27,063

308 1,4861 6,850 1,4960 26,797

318 1,4811 5,690 1,4929 29,653

As can be seen from the plot, the slope of the n, loge isotherm increases in more concentrated
solutions (>0,4 M); this can be explained by the coarsening of the electrolyte particles induced by ionic
association, which is likely enhanced as the temperature rises. In diluted solutions, the rise in density with
growing concentration of the solution at a constant temperature of 298 K is also slight (Fig. 1, curve 6).
Upon moving to more concentrated solutions (>0,4 M), the slope of the p, loge line rises more than
cightfold. The high increase in solution density seems to be caused by the ionic association of the
clectrolyte and the formation of the abovementioned heteromolecular associates, due to the stronger
concentration of the solution and the accumulation of water molecules in the crystalline hydrate.
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The solubility of copper(Il) nitrate in water at 15 and 45°C is 4,4 and 5,3 M, respectively [3].
Cu(NO;), 3H,0 crystallohydrate is very soluble in DMSO. We confine ourselves to studying
dimethylsulfoxide solutions with concentrations of 2,0 M. The excess and partial molar volumes of the
components of the DMSO-Cu(NOs),-3H,0 system are given in Table 2 and shown in Fig. 2.

Table 2 - Excess volumes of the DMSO-Cu(NO3),:3H,0 system (x, is the molar fraction of cupric nitrate)

X2 -VIE -VQE
0,0013 -0,1200 -0,0704
0,0163 -0,1793 -0,7681
0,0313 -0,3394 -1,2589
0,0462 -0,5955 -1,5442
0,0612 -0,9426 -1,6362
0,0762 -1,3763 -1,5356
0,0912 -1,8917 -1,2471
0,1062 -2,4839 -0,7756
0,1211 -3,1486 -0,1256
0,1361 -3,8804 0,6972
0,1511 -4,6748 1,6888

The partial molar volume of DMSO decreases as the second component is added and curve / (Fig. 2)
becomes steeper, which can be explained by the transition from one type of the solvent structure to
another one. The partial molar volume of Cu(NO;), (Fig. 2, curve 2) in the investigated concentration
range grows linearly as the content of salt in solution rises, due likely to ionization of the dissolved cupric
nitrate followed by ionic association.

Conclusion. We have demonstrated the good solubility of copper(I) nitrate trihydrate in DMSO at
288-318 K. In diluted solutions, the copper salt is completely ionized. Ion salvation results in the
decomposition of the DMSO eigenstructure. Hydrogen bonding between (CH;),SO molecules and the
H,0 molecules in the crystallohydrate results in the formation of heteromolecular associates, the number
and importance of which in the rearrangement of the liquid phase structure increase as the concentration
of the solution grows.
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Figure 2 - Partial molar volumes of (/) dimethylsulfoxide and (2) copper(Il) nitrate trihydrate as a function
of the composition of a solution at 298 K; x, is a molar fraction of the dissolved substance

The properties of low concentration (<0,4 M) solutions are defined mainly by the properties of
DMSO. When the temperature rises above 35°C, the structure of the organic solvent decomposes in
diluted solutions, the mobility of electrolyte ions increases, and the effect of the solutions’ concentration
on its optical propertics weakens; i.¢., the low value of coefficient » in Eq. (1) falls further. In solutions
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with higher concentrations, the number of heteromolecular associates grows continuously as the salt
content in a solution rises, involving the whole system. As a consequence, viscosity increases, ionic
association is enhanced, and the effect of concentration on the refraction index of a solution grows.
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HCCJEJTOBAHUE ®U3UKO-XUMHUYECKHUX CBOMCTB CUCTEMBI IMCO-Cu(NOs),'3H,0

AHHOTaHI/Iﬂ. I/ISY‘IGHBI (I)I/ISI/IKO-XI/IMI/I‘IGCKI/IG CBOHCTBA — INIOTHOCTDh, THHAMHYUCCKAI BA3KOCTH H IIOKA3aTCJIb
nperomiaeHust cucteMbl IMCO-Cu(NO;),3H,O B maTepBane konueHtpanuit 0,01-2 M mpu temmeparype 298 K.
IMoxazarems mpenomiacaus pacteopos HuTpata Meau(ll) B mmveruncymsporcuae (AMCO) u3MepeH B HHTCPBAJIC
Temmeparyp 288-318 K. AHATMTHICCKAM METOIOM PACCUHTAHBI M30BITOUHBIC W MAPIHAIBHBIC MOJIBHBIC 0OBEMBI
PacTBOPHUTEI W PACTBOPSHHOTO BEIICCTBA A JAHHOM cHCTEMBbl. B padore oTMeueHa XOpomas pacTBOPHMOCTH
tpuruapara Hurpara meau(ll) 8 IMCO B unrepsane temneparyp 288-318 K. B paz0aBieHHBIX pacTBOpax COIb
MeIW HAaXOAWTCS B MOJHOCTHEO HMOHHM3HPOBAHHOM cocTosHHM. COIbBAaTalWs HOHOB OOYCIOBIMBACT Pa3pyLICHHC
coocTeerHO CTpykTypsl JIMCO. BBoauMmee B cocTaBe KpHCTALIOTHApPaTa MOICKy sl H,O, B3aHMOACHCTBY S OC-
PeICTBOM BOZOPOAHOM CBsI3H ¢ MoseKyJamu (CH;3),SO, mpuBoasaT K 00pa30BaAHMIO B CHCTEME TETCPOMOIICKY JLTPHBIX
accoUMaToOB, KOJIHYECTBO M 3HAUCHUE KOTOPBIX B IEPECTPOHKE CTPYKTYPHI KHIKOH (Da3bl MOBBIMIAIOTCS C POCTOM
KOHIICHTpAamuH pacteopa. CBOWCTBA PACTBOPOB HH3KHX KOHUICHTpamud (<0,4 M) ompeaeisaroTcs B OCHOBHOM
ceorictBamu IMCO.

KimoueBpie cioBa: xpucramwroruapar Hurpara meau(ll), aumernncyab(okcua, pacTBOPHMOCTH, MOKA3aTEIb
TIPEIOMIICHUSI PACTBOPOB, INIOTHOCTH PACTBOPOB.
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JMCO-Cu(NOs),-3H,0 )KYUAECIHIH ®U3UKA-XUMHUSAIBIK KACAETTEPIH 3EPTTEY

Annoramusa, [IMCO-Cu(NOs),3H,0 xyiiecinin Temeparypa 298 K 0,01-2 M xoHIOCHTpanua HHTCPBATBIHIA
(PM3MKA-XUMILIIBIK KACHUETTEPl - THIFBI3ABIFBL, TUHAMHUKAIBIK TYTKBIPJIBIFBI YKOHE CBHIHY KOPCETKIMI 3EPTTEITCH.
Juveruncy mdorcua (IMCO) - mpic(Il) HETpaTHI SpiTiHAIICPIHIH ChIHY KopceTkimTepi 288-318 K temmeparypa
apambIFBIHAA OJIICHICH. AHATHTHKANBIK dMICIMEH *KYHEHIH KYPAMBIHAAFHI CPITKIMI IICH EPITCH 3aTTHIH APTHIK JKOHE
mapIuaIbabl MOIBAIK KemeMaepi ecenrenreH. 288-318 K remmneparypanap MHTEpPBAIBIHAA JUMETHICY Tb(POKCHIATE
MbIC(I]) HUTpATHI TPHTHAPATHIHBIH, KOFApbI epirimriri OaikaxFan. CyHWBITBIIFAH CPITIHAIICPIHAC MBICTBHIH TY3bI
TOIIBIK MOHU3UPICHICH Kyiae Oomanel. Mormapasiy conpeaTamsichl IMCO KypbUIBIMBIHBIH OY3bIIybIHA HET13/E-
reH. Kpucrannoruaparrsi Kypambiaaarsl H,O monexynanapst (CH;),SO MonekynanapbIMEH CYTEKTIK OaHIaHbIC
apKbLIBI OPEKETTECII, KYHeAe TeTEPOMOIEKYJLIPIIBI ACCOIMATTAPABIH TY3LIyiHE OKEIII, OJapablH MeIIepi epiTiHai
KOHICHTPALMCHIHBIH 6CYIMCH KOFapbLIAl, CYHBIK (ha3a KYPhUIBIMBIHBIH 63TCPYiHE dKeneal. ToMeH KOHICHTPALHSI-
marel (<0,4 M) epirirginepain kacuertepi HerizineH JIMCO KaCHCTTePIMCH aHBIKTAIAIBL.

Tipex ce3aep: Msic(Il) HUTPATBIHBIH KPHCTAIOTHAPATHL, AUMETHICY TIb(POKCHI, CPITINTIK, EpPiTIHALICPIIH
CBIHY KOPCETKIII, EPITIHALTCPIH THIFBI3IbIFEL.




